Fig. S1
Energy diagram for 1 ' [NMe], obtained by a conformational search with MacroModel software (v9.9 Monte Carlo Multiple Minimum method, OPLS_2005, nonsolvated, 50 000 steps). Uppercase M or P denotes the global conformation of the molecule, and lowercase m, n or p denotes a local conformation of the terephthalamide units. , and (a) CD spectra of (R,R,R)-1b (bold solid line), (R,R,R)-8b (thin dashed line) and (R,R,R)-9b (bold dashed line), measured at 293 K; (b) VT CD spectra of (R,R,R)-1b, measured at 273, 293 and 313 K. All spectra were measured in dichloromethane. 
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Experimental Details of New Compound Synthesis
Scheme S1 Synthesis of 1a, (R,R,R)-1b and 2. Reagents and yields: (a) i) K2CO3, MeOH, THF (100%), ii) 13, Pd(PPh3)4, CuI, iPr2NH, THF (86%); (b) 14, PdCl2(CH3CN)2, X-Phos 4 , CuI, iPr2NH, dioxane (75%); (c) i) TFA, CH2Cl2 (93% for 6'), ii) 4a''/4b'', Et3N, THF, toluene (53% for 7a, 57% for 7b); (d) i) LiOH, THF, MeOH, H2O, ii) 7a'/7b', SOCl2, BnNEt3Cl, CH2Cl2, iii) 5', Et3N, THF, toluene (26% for 1a, 22% for 1b, 3 steps); (e) 15, PdCl2(CH3CN)2, X-Phos, CuI, iPr2NH, dioxane (61%); (f) i) TFA, CH2Cl2 (94% for 12'), ii) 4a'', Et3N, THF, toluene (65%). Regarding the compounds 13, 14 and 15, see Scheme S2.
Preparation of 11
To a solution of 1,3,5-trichloro-2,4,6-triiodobenzene 5 (1.41 g, 2.53 mmol) and 16 (2.13 g, 7.81
Pr2NH/THF (51 mL/51 mL) were added Pd(PPh3)4 (198 mg, 0.171 mmol) and CuI (66 mg, 0.35 mmol) at 60 °C under an argon atmosphere, and the mixture was stirred at the temperature for 5 days. To the reaction mixture was added 16 (109 mg, 0.399 mmol), and the mixture was further stirred S9 for 4 days. After removal of a solid by filtration through a Celite pad, the filtrate was concentrated and purified by column chromatography on SiO2 (3:7 dichloromethane/hexane-dichloromethane) to give a mixture containing 11, which was further purified by washing with hexane to give 11 (1.48 g) as a white solid in 59% yield. This was a poorly-reproducible result. Then, we adopted the following twostep procedure.
To a solution of 10 1 (600 mg, 1.28 mmol) in THF/MeOH (6.3 mL/2.2 mL) was added K2CO3 (527 mg, 3.82 mmol), and the mixture was stirred at room temperature for 25 min. The reaction mixture was diluted with dichloromethane, and which was acidified with aq. 1M HCl, and then separated. The organic layer was dried over magnesium sulfate and concentrated. The residue was purified by column chromatography on SiO2 (1:9 dichloromethane/hexane) to
give 10' (323 mg) as a white solid in 100% yield. 
Preparation of 7a [X = nBu]
To a refluxed solution of 4a' 2 (210 mg, 0.203 mmol) and BnNEt3Cl
(3 mg, 0.01 mmol) in CH2Cl2 (14 mL) was added SOCl2 (0.12 mL, 
Preparation of (R,R,R)-7b [X = (R)-CHMe(cHex)]
To a refluxed solution of 4b' 2 (408 mg, 0.341 mmol) and BnNEt3Cl (7 mg, 0.03 mmol) in dichloromethane (11 mL) was added SOCl2 (0.15 mL, 
Preparation of 1a [X = nBu]
To a solution of 7a (318 mg, 0.124 mmol) in THF/MeOH (6 mL/2 mL) was added a solution of LiOH·H2O (44 mg, 1.0 mmol) in H2O (2 mL), and the mixture was stirred at room temperature for 1h.
After removal of the organic solvents by evaporation, the residue was acidified with aq. 1M HCl, and S12 extracted with ethyl acetate. The organic layer was washed with brine, dried over magnesium sulfate, and then concentrated to give 7a' (298 mg) as an amorphous in 95% yield. The product was subjected to the next reaction without purification [hydrolysis of methyl ester].
To a refluxed solution of as-obtained 7a' (298 mg, 0.118 mmol) and BnNEt3Cl (5 mg, 0.02 mmol) in CH2Cl2 (13 mL) was added SOCl2
(0.18 mL, 2.5 mmol), and the mixture was further refluxed for 2 h. 
Preparation of (R,R,R)-1b [X = (R)-CHMe(cHex)]
To a solution of 7b (479 mg, 0.175 mmol) in THF/MeOH (16 mL/5 mL) was added a solution of LiOH·H2O (64 mg, 1.5 mmol) in H2O (5 mL), and the mixture was stirred at room temperature for 2 h. After removal of the solvents by evaporation, the residue was acidified with aq. 1M HCl, and extracted with ethyl acetate. The organic layer was washed with brine, dried over magnesium sulfate, and then concentrated to give 7b' (489 mg) as a yellow solid. The product was subjected to the next 
Preparation of 2
To a refluxed solution of 4a' (176 mg, 0.170 mmol) and BnNEt3Cl (5 mg, 0.02 mmol) in CH2Cl2 (13 mL) was added SOCl2 (0.19 mL, 2.6 mmol), and the mixture was further refluxed for 1 h. After removal of the solvent by evaporation, the resulting solid (4a'') was dried in vacuo and dissolved in THF (10 mL) [acid chloride preparation].
To a solution of 12 (559 mg, 0.325 mmol) in CH2Cl2 (29 mL) was added TFA (3.3 mL), and the mixture was stirred at room temperature for 1.5 h, and then diluted with dichloromethane. The diluted reaction mixture was quenched with aq. 1M NaOH and separated. After extraction with dichloromethane, the combined organic layer was dried over magnesium sulfate and concentrated. The residue was purified by column chromatography on SiO2 (8:92 ethyl acetate/dichloromethane), To a solution of 12' (240 mg, 0.169 mmol) and Et3N (0.70 mL, 5.0 mmol) in toluene/THF (17 mL/7 mL) was added the freshly prepared THF solution (10 mL) containing the acid chloride 4a'' at 80 °C, and the mixture was stirred at the temperature for 1 h, and then concentrated. The residue was dissolved in chloroform, and which was washed with aq. 1M NaOH and separated. The organic layer S15 was dried over magnesium sulfate and purified by column chromatography on SiO2 (dichloromethane- 
Preparation of 15
To a solution of 18 (1.60 g, 4.21 mmol), PdCl2(PPh3)2 (45 mg, 0.064 mmol) and CuI (22 mg, 0.12 mmol) in Et3N (32 mL) was added TMSA (0.65 mL, 4.6 mmol) at room temperature under an argon atmosphere, and the mixture was stirred at the temperature for 25 hours. After removal of a solid by filtration through a Celite pad, the filtrate was concentrated and purified by column chromatography 
Preparation of 16
To a solution of 13 3 (5.16 g, 13.8 mmol), PdCl2(PPh3)2 (136 mg, 0.194 mmol) and CuI (65 mg, 0.34 mmol) in Et3N (100 mL) was added TMSA (2.0 mL, 14 mmol) at room temperature under an argon atmosphere, and the reaction mixture was stirred at the temperature for 22 h. After removal of a solid by filtration through a Celite pad, the filtrate was concentrated and purified by column chromatography on SiO2 (3:7-2:1 dichloromethane/hexane) to give TMS-protected 16 (4.69 g) as a white solid in 99%
yield.
To a solution of TMS-protected 16 (4.69 g, 13.6 mmol) in THF/MeOH (66 mL/66 mL) was added K2CO3 (1.87 g, 13.6 mmol), and the mixture was stirred at room temperature for 40 min, and then diluted with ethyl acetate. The diluted reaction mixture was washed with water and brine, dried over magnesium sulfate, and then purified by column chromatography on SiO2 (3:7-2:1 dichloromethane/hexane) to give 16 (3.44 g) as a white solid in 93% yield. An analytical sample was obtained as colorless crystals by recrystallization from dichloromethane/hexane. 16: mp 71-72 °C;
